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Experimental Section and Spectra General: All reagents were purchased from commercial sources and used as received, without further purification. 1 H-NMR spectra were recorded using Bruker AC250, AV300 and AV360 instruments operating, respectively, at 250.18 MHz, 300.13 MHz and 360.13 MHz; 13 C-NMR spectra were recorded with Bruker AC250 and AV300 spectrometers operating, respectively, at 62. FT-IR (KBr) spectra were collected on a Thermo Quest Nicolet 5700 instrument.
ESI-MS spectra of polyoxometalates were recorded on a Agilent 1100-LC/MSD Trap SL spectrometer, using capillary potential = + 4500 V, skimmer potential = -35 V and cap. exit. potential = -100 V.
ESI-MS spectra of compound 4 was recorded on a Bruker FTMS 4.7T BioAPEX II spectrometer.
Gas-chromatographic analyses were performed using a Shimadzu GC-2010 instrument, equipped with a Equity TM -5 capillary column (lenght = 15 m, internal diameter = 0.10 mm, film tickness = 0.10 μm).
Microwave experiments were performed using a monomodal CEM-Discover microwave apparatus operating at 2.45 GHz with continuous irradiation power.
Vacant polyoxotungstate [γ-SiW 10 O 36 ] 8-was prepared as described in the literature. A mixture of 3-(2-imidazolin-1-yl)propyltriethoxysilane (0.5 mL, 1.8 mmol) and 1-bromooctane (1 mL, 5.8 mmol) was stirred and heated at 80°C for 24 h in a Schlenk tube, under a nitrogen atmosphere. After the reaction, the mixture was cooled to room temperature and the volatile compounds were removed by the evaporation under reduced pressure. The orange viscous liquid was washed with anhydrous pentane (2 x 3 mL) and evaporated to dryness. The product was redissolved in anhydrous dichloromethane (ca. 5 mL) and filtered with activated carbon. The product, 1-octyl-3-(3-triethoxysilylpropyl)-4,5-dihydroimidazolium bromide (1) Figure S1 . 29 Si-NMR spectrum of compound 1. Figure S10. ESI-MS spectrum of compound 2.
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Synthesis of 1-butyl-3-(3-triethoxysilylpropyl)-imidazolium bromide (3)
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XPS analysis of 5. XPS spectra were recorded using a Perkin-Elmer PHI 5600 ci spectrometer with a standard Al-Kα source (1486.6 eV) working at 350 W. The working pressure was less than 1×10 -8 Pa.
The spectrometer was calibrated by assuming the binding energy (BE) of the Au 4f 7/2 line to lie at 84.0 eV with respect to the Fermi level. Extended spectra (survey) were collected in the range 0-1350 eV (187.85 eV pass energy, 0.5 eV step, 0.025 s step -1 ). Detailed spectra were recorded for the following regions: Pd 3d, W 4f, Si 2p, Br 3d, N 1s, O 1s, C 1s (11.75 eV pass energy, 0.1 eV step, 0.2 s step -1 ).
The standard deviation in the BE values of the XPS line is 0.10 eV. To take into account charging problems the C 1s peak at 285.0 eV was considered and the peaks BE differences were evaluated. The atomic percentage, after a Shirley type background subtraction, was evaluated by using the PHI sensitivity factors. [7, 8] The samples for the XPS analysis were mounted on steel sample holders and then evacuated for 12 h at ca. 1×10 3 Pa before measurement. The appropriate amount of a 0.025 M solution of catalyst 5 in DMF was placed in a closed vessel.
PhB(OH) 2 (0.275 mmol, 1.1 eq.) in DMF (0.2 mL), Na 2 CO 3 (0.5 mmol, 2 eq.) in H 2 O (0.45 mL) and the aryl halide (0.25 mmol) were then added, followed by the addition of the appropriate amount of DFM, in order to match the volume of water. The reaction mixture was stirred in a oil bath (T = 80°C)
for the appropriate amount of time, then cooled to room temperature. After the addition of water (2 mL ca.), the mixture was extracted with diethylether (3 x 3 mL ca.). The organic solutions were collected and dried over MgSO 4 . The resulting solution was analyzed by gas-chromatography.
Microwave-Assisted Suzuki Coupling Reaction of Aryl Halides with Phenylboronic acid
catalyzed by complex 5 [9] We followed the same procedure described in the previous paragraph. The reaction vessel was placed in the single-mode cavity of the instrument and irradiated with power at 10 watt under simultaneous stirring and cooling by a stream of compressed air (pressure = 20-40 psi). The registered T bulk are reported in Table 1 . At the end of the reaction, the mixture was cooled to room temperature, then, after the addition of water (2 mL ca.), extracted with diethylether (3 x 3 mL ca.). The organic portions were collected and dried over MgSO 4 . The resulting solution was analyzed by gas-chromatography. Table 2 .
Microwave-Assisted
At the end of the reaction, the mixture was cooled to room temperature and extracted with diethylether (3 x 3 mL ca.). The organic phase was collected, dried over MgSO 4 and analyzed by gaschromatography.
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Literature benchmark values for Pd-carbene catalyzed Suzuki-Miyaura and dehalogenation protocols 
